. Crystal Data and Structure Refinement for Compound Z1. . IR spectra of (A) 3, (B) 1,3,52, and (C) 1,2,42.
Fig. S4.
1 H NMR spectra of (A) 3 and (B) 1,3,52 in dichloromethane-d 2 .
Fig. S5.
13 C NMR spectra of (A) 3 and (B) 1,3,52 in dichloromethane-d 2 . 
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dichloromethane three times and the combined organic layers were washed with saturated brine solution and dried over anhydrous MgSO4. The solvent was evaporated and the resultant crude alcohol 8 (containing excess diphenylmethane) was subjected to acid-catalyzed dehydration as follows. Compound 8 was dissolved in about 80 mL of toluene in a 100 mL Schlenk flask fitted with a Dean-Stark trap. A catalytic amount of p-toluenesulfonic acid (342 mg, 1.8 mmol) was added and the mixture was refluxed for 3 h. After cooled to room temperature, the toluene layer was washed with 10% aqueous NaHCO3 solution (2 × 25 mL) and dried over anhydrous magnesium sulfate. The solvent was evaporated under reduced pressure and the crude product was purified by silica-gel column chromatography using ethyl acetate/hexane
(1:100) mixture to afford pure compound 9 in 95% yield. 142.77, 142.67, 141.03, 139.58, 130.73, 130.68, 130.67, 130.63, 127.20, 127.10, 127.05, 126.04, 125.98, 125.96, 120.19, 104.66 (≡CAr) 1-(4-Ethynylphenyl)-1,2,2-triphenylethene (3). Into a 100 mL round bottom flask were placed 40 mL of THF solution of 9 (1.57 g, 3 mmol) and 12 mL of 1 M THF solution of tetrabutylammonium fluoride. After stirring for 3 h, 40 mL of water was added and the mixture was extracted with 200 mL of dichloromethane three times.
The organic layer was washed with brine twice. The mixture was dried over 5 g of anhydrous sodium sulfate for 2 h. The crude product was condensed and purified on a silica-gel column using hexane as eluent. A light yellow solid of 3 was obtained in 93.5% yield. IR (KBr), (cm -1 ): 3364 (≡CH stretching), 3085, 3025, 2118 (C≡C stretching), 1596, 1492, 1441, 1261, 1072, 1025, 857, 823, 759, 742, 697, 672, 629, 597 36, 144.53, 144.26, 144.16, 144.04, 142.64, 140.94, 132.14, 132.00, 131.98, 131.91, 128.56, 128.51, 128.42, 128.39, 127.45, 127.36, Electronic Supplementary Material (ESI) 
1,2-Bis{4-[2-(trimethylsilyl)ethynyl]phenyl}-1,2-diphenylethene (10). Into a 250
mL two-necked round-bottom flask with a reflux condenser were placed 12.1 g (18 mmol) of zinc dust and 4.18 g (15 mmol) of 6. The flask was evacuated under vacuum and flushed with dry nitrogen for three times. 100 mL of THF was then added. The mixture was cooled to 78 °C and 1 mL (9 mmol) of TiCl 4 was slowly added. The mixture was slowly warmed to room temperature, stirred for 0.5 h, and then refluxed overnight. The reaction was quenched with 10% aqueous K 2 CO 3 solution and large amount of water was added to the solution until the solid turned to grey or white. The mixture was extracted with dichloromethane three times and the organic layers were combined and washed with brine twice. Solvent was evaporated under reduced pressure and the crude product was purified on a silica-gel column using hexane as 
1,2-Bis(4-ethynylphenyl)-1,2-diphenylethene (1).
Into a 100 mL round bottom flask were placed 40 mL of THF solution of 10 (1.57 g, 3 mmol) and 12 mL of 1 M THF solution of tetrabutylammonium fluoride. The mixture was stirred for 3 h and the reaction was terminated by adding 40 mL of water. The mixture was extracted with 200 mL dichloromethane three times. The organic layers were combined and washed with brine twice. The mixture was dried over 5 g of anhydrous sodium sulfate for 2 h.
After solvent evaporation, the crude product was purified on a silica-gel column using 3058, 3024, 1598, 1493, 1442, 1075, 1028, 851, 815, 753, 699, 628, 573. 1 experimental procedures for the polymerization of 1 are given below. Into a thoroughly baked and carefully evacuated 15 mL Schlenk tube was placed TaBr 5 under nitrogen in a golvebox. Freshly distilled toluene was then injected into the tube using a syringe. The mixture was stirred for 10 min, into which a solution of 1 in anhydrous toluene was added. The resultant mixture was stirred at room temperature under nitrogen for 9 h and quenched by the addition of methanol. The resultant mixture was diluted with 2 mL of THF and added dropwise through a cotton filter to (1)2(1) 
